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(54) Highly selective silicon oxide etcliing method 



(57) A process for selectively removing a porous sil- 
icon oxide layer from a substrate having a portion ther- 
eon with an exposed dense silicon oxide which is to be 
retained on the substrate, the porous silicon oxide layer 
containing absorbed moisture therein, the process 
comprising : 

introducing the substrate to a flowing anhydrous 
gaseous environment consisting of anhydrous inert gas; 

adding anhydrous hydrogen fluoride gas to the 
gaseous environment for a pulse time which Is at most 
only slightly longer than that required to initiate etching 
of the dense silicon oxide; 

flushing the gaseous environment with anhydrous 
inert gas for a time sufficient to remove said hydrogen 
fluoride and water vapor generated by the etching of the 



porous oxide; and, 

repeating said adding and flushing steps until said 
porous oxide layer has been removed. 

The process has particular application in manufac- 
turing of capacitors on microelectronic devices for etch- 
ing out BP TEOS or other such doped porous oxides con- 
tained within an open polysilicon structure built on a por- 
tion of a blanket layer of dense silicon oxide, such as 
TEOS. The process permits extremely highly selective 
removal of porous silicon oxides, especially doped ox- 
ides, relative to dense silicon oxides in a gentle manner 
In particular, the process provides selectivity for removal 
of BP TEOS over removal of TEOS of greater than 50:1 
based upon oxide layer thickness removed. 
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Description 

Background of the Invention 

5 In semiconductor device processing, oxides of silicon are used In many different forms for many applications. Dense, 

thermally grown oxides of silicon are typically used as the primary gate dielectric film in MOS (metal oxide-silicon) tran- 
sistors. Steam grown thermal oxides are commonly used as a field oxidation dielectric layer. Undoped chemically de- 
posited oxides, such as tetraethylorthosilicate derived oxide (TEOS), produced by wet or vapor (CVD) processes are 
other types of dense oxides commonly encountered. 
10 Other forms of silicon oxide commonly encountered are porous. Examples include doped oxides such as phospho- 

silicate glass (PSG) and borophosphosilicate glass (BPSG), which are commonly used as inter-metal layer dielectrics 
because they can be easily planarized vith an elevated temperature reflow process. Spin-on-glass (SOG) is another 
porous oxide used in dielectric applications where planarization is critical. An SOG is a siloxane-type polymer in an 
organic solvent which is deposited in liquid form and then cured at elevated temperature to form a solid silicon oxide 
75 film. Other porous silicon oxides commonly encountered include borosilicate glass (BSG), boron doped TEOS, phos- 
phorous doped TEOS and boron/phosphorous doped TEOS (BP TEOS). 

Many semiconductor device manufacturing processes require selective etching processes to allow for removal of 
one form of silicon oxide in preference to another form of silicon oxide or to another material. 

In the case of selective etching of oxides, liquid hydrogen fluoride (HF) is typically not successful due to very similar 
20 wetting and etching characteristics of most oxides. It may be possible to enhance selectivity in some wet HF systems 
using buffered HF. 

It is known, from U.S. 4,749,440, to use moist HF vapor to effect silicon oxide removal. Using a commercial em- 
bodiment of this technology sold under the Excalibur® brand by FSI International, Chaska, Minnesota, U.S.A., selec- 
tivities between specific oxides such as boron phosphorous silica glass (BPSG) and thermal oxide have been demon- 
25 strated upto5:1. 

Recently, it has been proposed to build a cylindrical capacitor device from a silicon substrate having a hollow cylinder 
of polysillcon with a depth of approximately 5,000 A thereon. This cylinder is built up on a dense silicon oxide layer, 
typically TEOS. In the manufacturing process, a cylinder filled with a porous oxide, typically BP TEOS. is produced on 
the undoped TEOS oxide layer, leaving the TEOS oxide layer exposed around the outside of the cylinder base. The BP 

30 TEOS contents of the cylinder must then be removed without destroying the polysillcon wails and without over etching 
the exposed TEOS layer under the cylinder. To accomplish this selective removal task using a masking, etching and 
cleaning technique could require as many as 15 individual process steps. 

There therefore exists a need for a gentle method of removing of a porous silicon oxide such as BP TEOS with 
extremely high selectivity relative to undoped silicon oxides such as TEOS. In particular, selectivities on the order of 

35 50:1 to 100:1 are required. 

Summary of the Invention 

The present invention satisfies the need for a single process which permits extremely highly selective removal of 
^ porous silicon oxides, especially doped oxides, relative to dense silicon oxides in a gentle manner. In particular, the 
process of the invention allows the etching out of a 5,000 A deep polysiiicon wailed cylinder filled with BP TEOS with 
less than 100 A etch of the exposed blanket layer of TEOS outside and below the cylinder. 

The invention is in one aspect a process for selectively removing a porous silicon oxide layer from a substrate having 
a portion thereon with an exposed dense silicon oxide which is to be retained on the substrate, the porous silicon oxide 
^ layer containing absorbed moisture therein, the process comprising : 

introducing the substrate to a flowing anhydrous gaseous environment consisting of anhydrous inert gas; 
adding anhydrous hydrogen fluoride gas to the gaseous environment for a pulse time which is at most only slightly 
longer than that required to initiate etching of the dense silicon oxide; 
50 flushing the gaseous environment with anhydrous inert gas for a time sufficient to remove said hydrogen fluoride 

and water vapor generated by the etching of the porous oxide; and, 
repeating said adding and flushing steps until said porous oxide layer has been removed. 

Hollow polysillcon cylinders, as described above, or other hollow container shapes of polysiiicon or amorphous silicon, 
55 produced by the inventive method comprise a further aspect of the invention. 
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Description of tlie Figures 

Figure 1 is a schematic sectional view of a silicon substrate covered with an dense undoped TEOS silicon oxide 
layer upon which has been built a polysilicon cylinder filled with a porous BP TEOS silicon oxide which is to be removed 
5 without destruction of the TEOS layer. 

Figures 2-4 are graphical representations of the removal of TEOS and BP TEOS layers from model and device 
wafer substrates under conditions defined in the examples. 

Detailed description of the invention 

70 

U.S. Patent 4,749,440 describes the vapor phase etching of silicon dioxide as follows: 

water 
vapor 

4HF + SiOj > SiF4 (vapor) + 2H2O (vapor) 

The reference notes that water vapor acts as a catalyst and the above formula shows that for every molecule of silicon 
dioxide etched, two molecules of water vapor are produced. Therefore, the reaction is auto-accelerating. Once Initiated, 
the reaction will continue regardless of the presence or absence of water in the oxide layer until the supply of HF to the 
20 substrate Is stopped. 

In the processes of building up structures containing both porous silicon oxides, such as doped oxides, and dense 
silicon oxides, such as undoped thermal or CVD oxide, the structure is inevitably exposed to water or aqueous reagents 
or water vapor. Because of the porosity of the doped silicon oxide, this results in the silicon oxide layers containing 
absorbed moisture within the porous structure. Relatively less dense silicon oxides contain less or no absorbed moisture 

25 and any surface moisture can be readily removed by exposure to dry environments at mildly elevated temperatures. 

Because water vapor is a necessary catalyst to initiate the etching of silicon oxide, initiation of etching of porous 
silicon oxide layers occurs faster than initiation and subsequent etching of dense silicon oxide, even when the two types 
of oxides are directly adjacent. However, in reactors, such as the type described in U.S. 4,749,440, water vapor produced 
by the etching of a porous oxide cannot be confined to the immediate vicinity of the doped oxide and thus finds its way 

30 into the general gaseous environment where it can function to catalyze removal of the dense oxide as well. Once Initiated, 
the dense oxide produces water vapor immediately adjacent the oxide layer, auto-accelerating its etching as well. While 
the porous oxide will often continue to etch faster (selectivities of 3:1-5:1 are typical, with selectivity of 10:1 occurring in 
some circumstances), the rate differences are not adequate for the type of application to which the present Invention is 
directed. 

35 The present invention Involves the recognition that selectivity for porous oxide can be enhanced by subjecting the 
substrate to an anhydrous gas mixture containing hydrogen fluoride in multiple pulsed cycles with intervening hydrogen 
fluoride-free flush cycles to remove water vapor generated by the etching of the porous oxide. Water vapor present In 
the porous oxide will initiate autoaccele rated etching of the porous oxide upon addition of anhydrous hydrogen fluoride, 
before etching of the dense oxide is Initiated. If the hydrogen fluoride exposure is kept short enough, the moisture vapor 

^ generated by the porous oxide etching will not be sufficient to provide a substantial initiation of etching of the dense 
oxide, because of the lag time In transferring the generated moisture vapor from the vicinity of the porous oxide to the 
gaseous environment generally. Stopping the hydrogen fluoride feed into the reaction chamber before, or very shortly 
after, initiation of the dense oxide removal occurs, stops the reaction. The environment Is then flushed with dry inert gas 
only so as to remove all water vapor generated during the short etch cycle. Reintroductlon of hydrogen fluoride after 

45 the environment has been flushed, provides the process with a second initiation time lag which can be exploited In the 
same manner. As long as the hydrogen fluoride pulses are sufficiently short, and the subsequent flush Is conducted so 
as to efficiently restore the gaseous environment to anhydrous condition, the dense oxide etch rate will be extremely 
low. Desirably the pulse times are selected so as to provide a total process selectively or porous oxide relative to dense 
oxide of about 25:1 or higher, preferably at least 50:1 , and still more preferably higher than 75:1 . 

so The actual pulse times may vary widely depending on the flow rate of the gas provided to the reaction chamber, 
the concentration of hydrogen fluoride, the water concentration in the porous oxide, and the relative amounts of surface 
exposure of porous oxide versus dense oxide, and the temperature at which the reaction is conducted. 

Flush cycles used in the process of the Invention will generally be much longer than the pulse cycles. Therefore, it 
is advantageous to run the hydrogen fluoride pulse as long as possible before substantial etching of the dense oxide 

55 layer is initiated in order to minimize the total number of cycles required to etch the porous oxide to the desired depth. 
Suitable anhydrous inert gases for flushing the environment include nitrogen (N2). helium (He) and argon (Ar). 

The etching reactions are generally accelerated with temperature when moisture is present. Elevated temperature, 
however, also functions to dry moisture from the immediate substrate surface. This does not substantially affect the 
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initiation and etch of porous oxide because moisture necessary to initiate an accelerate etch is retained In the oxide 
structure. However, on dense oxide surfaces the drying effect of elevated temperature functions to further delay Initiation 
of etching. Consequently the selectivity ratio between the two oxide types can be enhanced by elevated temperature. 
Temperatures in the range of ambient to 100**C or even higher are generally suitable. Temperatures as high as 200°C 
5 may be suitable in some circumstances. Temperatures of at (east 35"C are recommended. In specific applications in- 
vestigated, gas temperatures of 35-45® C work very well. 

Gas flow rate also effects the Initiation and etching rates of the respective oxides. Very high flow rates rapidly remove 
water so that the flush cycle can be shortened. Also, the hydrogen fluoride pulse can be extended before initiation of 
the dense oxide occurs when high flow rates are employed. Flow rates on the order of 45-60 liters per minute, i.e., 
10 double to triple the flow rates employed in moist HF vapor etch processes have been found to be most desirable. 

The hydrogen fluoride Is desirably added to the flowing Inert gas to produce a gas mixture during the etching pulse. 
Under application conditions tested hydrogen fluoride concentration is suitably maintained at about 1.5-2.0%, more 
preferably 1.7-1 .9%. Concentrations outside these ranges, however, may be suitable or even optimal In other applica- 
tions or under other conditions of pressure, temperature and flow rate. 
IS Flushing of the chamber is suitably accomplished with high rate flow of anhydrous inert gas at elevated temperature. 

Other flushing techniques, however, may also be suitable, such as vacuum pumping. The flushing step may also be 
accompanied by heating or Irradiation to enhance moisture desorptlon during the flush cycle. 

To remove 5,000 A BP TEOS while removing less than 1 GO, typically about 80 A or less of TEOS, It has been found 
that by using the recommended conditions above, 2-9 pulses between about 3 and 8 seconds each preceded and 
20 interspersed by flush cycles of up to 60 seconds each can be employed. It should be noted, however, that these conditions 
arc generally preferred, and any specific application parameters may fall outside these recommended ranges and still 
provide suitable, or even optimal conditions for achieving the desired selectivity for that application. 

The substrate materials which can be treated by the present process can generally be any type of substrate material, 
but commonly will constitute silicon, silicon dioxide (including quartz) or gallium arsenide wafer substrates. 
25 The gas mixture may be introduced into the processing chamber in a manner which creates a uniform radial laminar 

flow pattern over the substrate, for instance through a gas distribution showerhead. In this manner removal of etching 
products is facilitated through entralnment in the laminar flow stream. However, the present invention may be accom- 
plished using other reactive gas flow patterns 

In practice of the inventive method, a processing chamber as described in US 4,749,440, modified to avoid injection 
30 of water and water vapor may suitably employed. 

A device in which the present Invention has particular advantage is shown in Figure 1 where there is shown a 
schematic cross-sectional view ofa silicon wafer 10 which is provided with a dense blanket layer of TEOS silicon oxide 
12. On layer 12, a polysilicon cylinder 14, comprising bottom member 16 and side wall 18 has been built up. The man- 
ufacturing process has left cylinder 14 filled with porous BP TEOS silicon oxide layer 20. TEOS layer 12 is in the range 
35 of 3000 A. The thickness of the BP TEOS layer 20 is generally in the range of 4,000 A - 7,000 A, typically 4,500 - 5,000 
A. The process for removing layer 20 must achieve a removal of about 5,000 A BP TEOS while removing less than 100 
A of adjacent TEOS so as to avoid undue undercutting of the cylinder. 

While the process has been described In detail with regard to specific types of porous and dense oxides, it should 
be appreciated that some benefit can be obtained by the practice of the process in any situation where one silicon oxide 
^ species is desired to be removed at a selectively higher rate than a second, relatively more dense silicon oxide. 

The Invention is illustrated by the following nonlimiting examples: 

EXAMPLES 

45 Silicon wafers containing, a blanket film of TEOS (2 wafers designated respectively as TEOS 1 and TEOS 2) a 

blanket film of BP TEOS, and a Device as in Fig. I were prepared. The thickness of the silicon oxide blanket films could 
be measured on the TEOS 1 , TEOS 2, and BP TEOS samples as could be the TEOS layer 12 on the Device wafer. The 
BP-TEOS layer 20 on the Device wafer was not able to be measured with available Instrumentation but Its removal rate 
is believed to be reflected by the removal rate of the BP TEOS blanket film. 

50 The silicon wafers were Introduced into a process chamber as described in US patent 4.749,440. The chamber was 
briefly evacuated to pre-purge the environment above the wafers and then anhydrous N2 gas was flowed over the 
substrate wafers for a 60 second flush time. HF gas was then added to the gas flow, while maintaining N2 flow, for a 
predetermined pulse time. HF flow was then cut off. Pressure was maintained at ambient throughout. Gas temperature 
was 40** C. In Examples 1 and 4, the wafers were removed after each HF pulse and the thickness of the oxide films 

55 measured. In Examples 2 and 3. after one pulse the wafers were left in the process chamber, and given a second flush 
and HF pulse before they were removed for measurement. In all cases the etch cycles were continued until the measured 
cumulative amount of the blanket BP TEOS film removed exceeded 5000 A. 
The parameters employed for the various examples are shown in Table 1 . 
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Table 1 



Example 
No. 


now 

rate 
(l/min) 


HF flow 

rate 
(cc/min) 


HF % 


Pulse 
time 
(seconds) 


Results 
plotted in 
Figure 
No. 


1 


60 


1080 


1.77 


3 


2 


2 


60 


1080 


1.77 


5 


3 


3 


45 


810 


1.77 


5 


4 




4 


45 


810 


1.77 


8 


5 



Figures 2-5 plot the Incremental and cumulative removed oxide measurements for each wafer employed in Examples 
20 1.4, respectively. In these Figures, the TEOS layer measurements on the TEOS 1,TEOS 2 and Device wafers are 
reflected by the left hand scale while the BP TEOS layer measurements on the BP TEOS blanket film wafer is reflected 
on the right hand scale. 

Figs 2-5 show that in all cases the TEOS removal rate for the Device layer exceeded the removal rate of the simple 
blanket film layers, apparently reflecting the influence of the adjacent BP TEOS on the Device wafers in shortening the 
25 initiation time for TEOS removal. However, in all cases the removal rate of BP TEOS from the BP TEOS blanket film 
wafer exceeded 50:1 relative to the rate of removal of the TEOS layer on the Device wafers. 



Claims 

30 

1. Process for selectively removing a porous silicon oxide layer from a substrate having a portion thereon with an 
exposed dense silicon oxide which is to be retained on the substrate, the porous silicon oxide layer containing 
absorbed moisture therein, the process comprising : 

35 introducing the substrate to a flowing anhydrous gaseous environment consisting of anhydrous inert gas; 

adding anhydrous hydrogen fluoride gas to the gaseous environment for a pulse time which is at most only 
slightly longer than that required to initiate etching of the dense silicon oxide; 

flushing the gaseous environment with anhydrous inert gas for a time sufficient to remove said hydrogen fluoride 
and water vapor generated by the etching of the porous oxide; and, 
40 repeating said adding and flushing steps until said porous oxide layer has been removed. 

2. A process as in claim 1 wherein said anhydrous inert gas is selected from the group consisting of nitrogen, helium, 
argon and mixtures thereof. 

^ 3. A process as in claim 1 or claim 2 wherein said hydrogen fluoride gas is introduced into said gaseous environment 
in mixture with an anhydrous inert gas. 

4. A process as in any previous claim wherein the gaseous environment is maintained at a temperature between 
ambient and 200" C, preferably between ambient and 100°C. 

50 

5. A process as in claim 4 wherein said temperature is between 35^C and 45^*0. 

6. A process as in any previous claim wherein said gaseous environment has a flow rate in excess of 30 l/min, preferably 
45-60 l/min. 

55 

7. A process as in claim 3 wherein the hydrogen fluoride concentration in said mixture is between 1.5% and 2.0% by 
volume, preferably between 1 .7% and 1 .9% by volume. 
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8. A process as in any previous claim wherein said pulse time is selected to provide a overall process selectivity for 
etching the porous oxide relative to the dense oxide of at least 25:1. 

9. A process as in claim 1 1 wherein said selectivity is at least 50:1 . 

5 

10. A process as in any previous claim wherein said pulse time is between 3 and 1 0 seconds and wherein said flushing 
step is accomplished within a period of about 1 minute or less. 

11. A process as in any previous claim wherein said gaseous environment is maintained at about ambient atmospheric 
10 pressure. 

12. A process as in any previous claim wherein the porous silicon oxide is selected from the group consisting of boron 
and phosphorus doped silica glass, phosphorous doped silica glass, boron doped silica glass. BP TEOS and spin 
on glass. 



IS 
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13. A process as in claim 12 wherein said porous silicon oxide is BP TEOS and said dense silicon oxide is TEOS. 

14. A process as in any one of claims 1-12 claim wherein the dense silicon oxide is selected from the group consisting 
of undoped thermally grown silicon oxide; and undoped chemically deposited silicon oxide. 

15. A silicon wafer having a TEOS silicon oxide layer over at least a portion thereof, the wafer having an open empty 
container of polysilicon or amorphous silicon built up on a portion of the TEOS layer, the empty container having a 
depth of at least 4000 A and having been prepared by a etching a porous silicon oxide from the interior of said 
container in accordance with the method of claim 12. 
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